A round bottom flask (10 mL in volume) with a stirrer bar and 0.70 gm of powdered anhydrous aluminum chloride (1.2 eq v .) was charged with 1 eqv 4-fluorobenzonitrile at room temperature (25ºC) on an oil bath. A guard tube (filled up with anhydrous calcium carbonate) was attached on top of the flask. Then the mixture was heated up to 100ºC until a homogeneous melt (aluminium chloride-4-fluorobenzonitrile complex) was formed. To this 1eqv of 3-fluoro aniline was added at a time. The whole mixture was stirred at 120ºC for 6 hours. Then the mixture was kept at room temperature until it cooled down. The resultant black melt was crushed and extracted with 20 ml aqueous NaOH (12%) solution and 20 ml dichloromethane (2-3 times) into a separating funnel. Then the organic layer was washed with water and dried over Na 2 SO 4 , filtered and concentrated under reduced pressure.
Characterization
. 1 
Crystallizations, Data collection, and Structure refinement
The single crystal diffraction data have been collected at 100K on a Bruker APEX II diffractometer equipped with a CCD area detector using monochromatic Mo Kα radiation (λ = 0.71073 Å). The unit cell measurement, data collection, integration, scaling and absorption corrections for these forms were done using Bruker Apex II software [1] . The frames were integrated by using the Bruker SAINT [2] suite of programs. The crystal structures were solved by direct methods using SIR 92 [3] . Data was corrected for absorption effects using SADABS [4] . The structures were refined by the full matrix least squares method using SHELXL97 [5] present in the program suite WinGX (version 2014.1) [6] . The non-hydrogen atoms were refined anisotropically and the hydrogen atoms bonded to C atom were positioned geometrically and refined using a riding model with Uiso(H) =1.2Ueq (C).
The hydrogen atoms involved in -NH 2 group were located. The crystal packing diagrams were generated using Mercury 3.5.1 (CCDC) program [7] . Geometrical calculations were done using PARST [8] and PLATON [9] .
Crystallographic Modelling of Disorder
The occupancies of the disordered fluorine atom (connected with the carbon atom in the meta positions on the phenyl ring) at two positions were refined by using the PART command in SHELXL97, namely F2A & F2B; F4A & F4B ('A' contains the higher occupancy for that atom). The anisotropic displacement parameter for these two sites was fixed using the EADP command.
PIXEL and QTAIM analysis
The dimer interaction energies associated with the presence of various non-covalent interactions present in the crystal packing of the solvatomorphs (DB32 and DB32W) were estimated using PIXEL (version 12.5.2014) [10] [11] [12] [13] [14] [15] [16] program. Gaussian 09 program [17] was used to generate the required PIXEL input. The total lattice energy of the molecule is classified into the corresponding Coulombic, polarization, dispersion and repulsion energies.
Furthermore, QTAIM analysis for some selected dimers at the crystal geometry (with the hydrogen atoms moved to their neutral value) was performed at the MP2/6-311++G** level using Gaussian 09. The formatted checkpoint file (fchk) was used as input file for AIMALL (version 13.05.06) [18] 
NCI analysis
NCImilano has been performed with name.wfn file using MP2/6-311G** basis set in Gaussian 09. It generated RDG and ρ*sign (λ 2 ) cube files with rho (ρ) cutoff value 0 to 0.05 au. Reduced density gradient (RDG) isosurface was generated at 0.4-0.6 (s) and plotted in MoleCoolQt [21] software. The color scale of RDG surfaces is -0.03< ρ * sign (λ 2 ) < 0.03. 
